X-Ray Structure Analysis of Compound 6
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U eq is defined as one third of the trace of the orthogonalized U ij tensor. 
118.72 ( Table 6 . Atomic coordinates and equivalent isotropic displacement parameters (Å 2 ).
0.9500
0.9500 slowly added to a stirred suspension of NaH (6.20 g, 258. 3 mmol) in THF (100 mL) at 0°C. After the evolution of gas has ceased, the reaction mixture is cooled to -78°C and n-BuLi (1.6 M in hexane, 109.2 mL, 174.7 mmol) is added dropwise. The mixture is allowed to warm to ambient temperature overnight and is then refluxed for 24 h. The resulting dark red suspension is treated with aq. HCl (2 M) until pH ≈ 2 is reached and stirring is continued at ambient temperature for 14 h.
A standard extractive work-up with EtOAc followed by flash chromatography of the crude product (hexane/EtOAc, 10/1→4/1) provides ester 2 as a colorless solid (10.13 g, 60% 3369, 3312, 3044, 2984, 2958, 1640, 1582, 1503, 1446, 1391, 1380, 1313, 1267, 1201, 1160, 1112, 1062, 1033, 995, 953, 854, 838, 800, 753, 703, 642, 624, 576 , 524 cm -1 .
Methyl 2,4-Dihydroxy-6-methyl-3-(3-methyl-but-2-enyl)-benzoate (3)
. NaH (264 mg, 11.0 mmol) is added in portions to a suspension of ester 2 (2.00 g, 10.98 mmol) in toluene and the resulting mixture is stirred at 50°C for 4 h. The voluminous suspension formed is cooled to 35°C
prior to the addition of 1-bromo-3-methyl-2-butene (1.67 mL, 14.34 mmmol) and stirring is continued at that temperature for 15 h. An aqueous work-up, extraction of the aqueous layer with 3459, 3074, 3042, 2981, 2962, 2936, 2912, 1637, 1616, 1592, 1505, 1453, 1441, 1417, 1377, 1328, 1298, 1278, 1229, 1199, 1161, 1086, 1057, 1024, 999, 976, 912, 863, 822, 801, 778, 753, 657, 622, 579, 548, 452 168.8, 156.9, 153.6, 135.1, 131.2, 122.9, 122.1, 111.6, 99.0, 92.4, 67.4, 66.2, 51.9, 25.7, 23.3, 19.9, 18.1, 18.0, 17.9, -1.5 2953, 2925, 2897, 2739, 1730, 1602, 1578, 1480, 1436, 1395, 1379, 1272, 1249, 1220, 1191, 1151, 1100, 1058, 1003, 940, 920, 860, 836, 758, 694, 663, 611 
Methyl 3-((E)-4-Hydroxy-3-methyl-but-2-enyl)-6-methyl-2,4-bis-(2-trimethylsilanyl-ethoxy methoxy) benzoate (5)
. tert-BuOOH (70% w/w in water, 360 µL, 2.62 mmol) is added to a suspension of SeO 2 (120 mg, 1.08 mmol) in CH 2 Cl 2 (20 mL) and the resulting mixture is stirred for 15 min. A solution of compound 4 (1.00 g, 1.96 mmol) in CH 2 Cl 2 (5 mL) is added dropwise and the suspension is stirred for 6 h at ambient temperature. Water and CH 2 Cl 2 are added, the organic layer is dried (Na 2 SO 4 ) and evaporated, and the residue is purified by flash chromatography (hexane/EtOAc, 10/1) to afford product 5 as a colorless syrup (630 mg, 61%). 1 H NMR (300 MHz, 68, 156.96, 153.73, 135.50, 134.67, 124.75, 122.07, 121.31, 111.71, 99.02, 92.61, 69.01, 67.56, 66.35, 51.99, 22.89, 19.97, 18.09, 17.97, 13.82, -1.45 . MS: m/z (rel. intensity): 379 (10), 378 (21), 377 (24), 320 (14) , 306 (11), 305 (48), 289 (14) , 288 (14) , 273 (10), 73 (100). IR (film): 3444, 2952, 2897, 1729, 1603, 1576, 1481, 1436, 1395, 1380, 1274, 1250, 1222, 1191, 1153, 1099, 1058, 1011, 940, 920, 860, 837, 759, 694, 665, 611 
3-((E)-4-Brom-3-methyl-but-2-enyl)-6-methyl-2,4-bis-(2-trimethylsilanyl-ethoxymethoxy)-benzoic acid methyl ester (7).
To a solution of alcohol 5 (100 mg, 0.19 mmol) in CH 2 Cl 2 (10 mL) at 0°C are successively added Et 3 N (30 µL, 0.22 mmol) and mesyl chloride (15 µL, 0.19 mmol).
After stirring for 1 h, THF (2 mL) and LiBr (250 mg, 2.88 mmol) are introduced and stirring is continued for 2 h at ambient temperature. A standard extractive work-up followed by flash chromatography (hexane/EtOAc, 30/1) afford product 7 as a colorless syrup (85 mg, 76%). 1 H NMR (300 MHz, CDCl 3 ): _ 6.74 (s, 1H), 5.61 (t, J = 6.9 Hz, 1H), 5.20 (s, 2H), 4.97 (s, 2H), 3.91 (s, 2H), 3.86 (s, 3H), 3.79-3.67 (m, 4H), 3.38 (d, J = 6.9 Hz, 2H), 2.26 (s, 3H), 1.88 (d, J = 0.9 Hz, 3H), 1.00-0.89 (m, 4H), 0.00 (s, 9H), -0.02 (s, 9H). 13 C NMR (75 MHz, CDCl 3 ): _ 168. 63, 157.04, 153.87, 135.84, 131.60, 129.72, 122.04, 120.44, 111.76, 99.17, 92.69, 67.56, 66.41, 52.04, 41.77, 23.62, 20.03, 18.08, 17.98, 14.80, -1.41 . MS: m/z (rel. intensity): 451 (11), 393 (14) , 361 (11), 320 (14) , 305 (30), 290 (11), 289 (47), 73 (100). IR (film): 2952, 2899, 1729, 1653, 1603, 1576, 1481, 1436, 1394, 1380, 1272, 1249, 1225, 1204, 1190, 1153, 1100, 1056, 1012, 997, 940, 919, 860, 836, 758 24, 143.94, 141.82, 130.04, 129.92, 129.40, 113.79, 113.76, 112.92, 111.50, 72.92, 72.86, 69.75, 67.34, 64.20, 62.45, 58.19, 56.54, 55.60, 55.25, 55.04, 25.85, 18.31, 18.28, -5.39, -5.43 . MS: m/z (rel. intensity): 121 (100). IR (film): 2997, 2955, 2930, 2885, 2857, 1654, 1613, 1586, 1514, 1471, 1464, 1443, 1389, 1362, 1302, 1250, 1173, 1095, 1038, 1007, 912, 838, 778, 707, 669, 579 
6,6-Bis-phenylsulfonyl-4-(tert-butyldimethylsilanyloxymethyl)-1-(4-methoxy-benzyloxy)-hex-

3-en-2-ol (11).
To a solution of Pd(PPh 3 ) 4 (280 mg, 0.24 mmol), dppe (182 mg, 4.6 mmol) and bis(phenylsulfonyl)methane (1.007 g, 3.40 mmol) in THF (100 mL) is added epoxide 10 (1.25 g, 3.43 mmol) and the resulting mixture is stirred for 14 h at ambient temperature. An aqueous extractive work-up followed by flash chromatography of the crude material (hexane/EtOAc, 10/1→4/1) affords product 11 as a colorless syrup (2.20 g, 98%, mixture of diastereoisomers).
1 H NMR (300 MHz, CDCl 3 ): _ 7. 98-7.83 (m, 4H), 7.73-7.46 (m, 6H), 7.28-7.21 (m, 2H), 6.90-6.83 (m, 159.35, 159.25, 138.16, 137.99, 137.67, 137.43, 136.60, 134.80, 134.52, 134.44, 134.38, 129.92, 129.74, 129.68, 129.64, 129.47, 129.43, 129.34, 129.21, 128.98, 128.91, 128.84, 128.05, 113.86, 113.79, 81.63, 81.59, 77.20, 74.47, 73.25, 73.10, 73.01, 72.95, 67.18, 66.80, 66.30, 60.47, 55.24, 31.51, 25.90, 25.87, 24.93, 18.32, 18.25, 122 (17), 121 (100) . IR (film): 3532, 3065, 3003, 2953 IR (film): 3532, 3065, 3003, , 2929 IR (film): 3532, 3065, 3003, , 2856 IR (film): 3532, 3065, 3003, , 1681 IR (film): 3532, 3065, 3003, , 1612 IR (film): 3532, 3065, 3003, , 1585 IR (film): 3532, 3065, 3003, , 1513 IR (film): 3532, 3065, 3003, , 1464 IR (film): 3532, 3065, 3003, , 1448 IR (film): 3532, 3065, 3003, , 1390 IR (film): 3532, 3065, 3003, , 1331 IR (film): 3532, 3065, 3003, , 1250 IR (film): 3532, 3065, 3003, , 1156 IR (film): 3532, 3065, 3003, , 1079 IR (film): 3532, 3065, 3003, , 1035 IR (film): 3532, 3065, 3003, , 1000 3065, 3002, 2930, 2856, 1612, 1585, 1513, 1464, 1448, 1389, 1332, 1250, 1201, 1157, 1079, 1034, 933, 904, 836, 780, 754, 732, 688, 611, 567 3527, 3451, 3064, 3001, 2939, 2864, 1612, 1585, 1513, 1465, 1448, 1331, 1249, 1201, 1157, 1079, 1034, 1001, 976, 903, 870, 817, 788, 754, 733, 688, 611, 567 3160, 3096, 3069, 3003, 2932, 2840, 1614, 1583, 1546, 1515, 1462, 1447, 1390, 1344, 1330, 1309, 1247, 1217, 1165, 1080, 1067, 1032, 928, 826, 784, 763, 736, 726, 689, 633, 598, 556, 525 is added to a solution of furan 13 (600 mg, 1.14 mmol) in CH 2 Cl 2 (50 mL) and water (2.5 mL) at 0°C. The mixture is stirred for 7 h prior to extraction with H 2 O/CH 2 Cl 2 . The combined organic layers are dried (Na 2 SO 4 ), the solvent is evaporated and the residue purified by flash chromatography (hexane/EtOAc, 2/1). Product 14 thus obtained (containing traces of DDQ) is dissolved in CH 2 Cl 2 (50 mL) and reacted with MnO 2 (2.0 g, 23 mmol) for 3 h at room temperature.
Insoluble residues are filtered off through a short pad of silica and are carefully rinsed with EtOAc (30 mL) in several portions. The combined filtrates are evaporated and the crude aldehyde thus formed is added to a freshly prepared solution of Ph 3 P=C(CH 3 ) 2 [formed from isopropyltriphenylphosphonium bromide (2.47 g, 5.7 mmol) and n-BuLi (1.6 M in hexane, 3.56 mL, 5.70 mmol) in THF (40 mL) at 0°C for 1h]. After stirring for 14 h at 0°C, the reaction is quenced upon addition of water and EtOAc, the organic layer is dried (Na 2 SO 4 ) and evaporated, and the residue is purified by flash chromatography (hexane/EtOAc, 10/1). This provides furan 15 as colorless crystals (280 mg, 57% 138.1, 136.1, 134.6, 129.5, 129.1, 121.0, 114.0, 107.4, 84.2, 26.9, 21.7, 20 
